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Specification 

1. Name of Invention 

The harmful living thing prevention-of-the-breeding-and-extermination agent containing oxime 
ether and this 



Inside of [type, 

A is hydrogen, 

hydroxy, 

methoxy, 

ethoxy, 

Halogen, 

X is hydrogen, 

methyl, 

Ethyl, 

phenyl, 

p- fluorophenyl is expressed, 
When Y is 2- fluoro ethyl, 
Zis alkyl ofCl-C4, 



2. Claim 



(1) 

oxime ether shown by the general formula (I). 




CI) 
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haloalkyl ofCl-C4, 
alkenyl ofC2-C4, 
haloalkenyl of C2-C4, 
phenyl, 

halo substitution phenyl, 

N and N- dimethylsulfamoyl, 

It is chosen out of N and N- dimethylcarbamoyl, 

When Z is 2- fluoro ethyl, 

Y is hydrogen, 

alkyl ofCl-C4, 

haloalkyl of C1-C4 (except for 2- fluoro ethyl), 
alkenyl of C2-C4, 
haloalkenyl ofC2-C4, 

group chosen from alkoxycarbonyhnethyl is expressed, 
n expresses 1 or 2.] 



The harmful living thing prevention-of-the-breeding-and-extermination agent which consists of 
the oxime ether shown by the general formula (I) of claim 1 publication, an inactive dilution agent. 



3. Detailed Explanation of Invention 
(Field of the Invention) 

This invention relates to the oxime ether shown by the general formula (I), and the harmful living 
thing prevention-of-the-breeding-and-extermination agent containing the compound concerned in 
more detail about the harmful living thing prevention-of-the-breeding-and-extermination agent 
containing new oxime ether and new it. 



Inside of [type, 

A is hydrogen. 

hydroxy, 

methoxy, 

ethoxy, 

Halogen, 

X is hydrogen, 

methyl. 

Ethyl, 

phenyl, 

p- fluorophenyl is expressed, 
When Y is 2- fluoro ethyl, 
Zis alkyl ofCl-C4, 



(2) 



or a carrier. 




(I) 
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haloalkyl ofCl-C4, 
alkenylofC2-C4, 
haloalkenylofC2-C4, 
phenyl, 

halo substitution phenyl, 

N and N- dimethylsulfamoyl, 

It is chosen out of N and N- dimethylcarbamoyl, 

When Z is 2- fluoro ethyl, 

Y is hydrogen, 

alkylofCl-C4, 

haloalkyl of C1-C4 (except for 2- fluoro ethyl), 

alkenylofC2-C4, 

haloalkenyIofC2-C4, . 

group chosen from alkoxycarbonylmethyl is expressed, 
n expresses 1 or 2.] 

(The conventional technology) 

Although many medicines are used to the damage by blight and harmful insects of crops on the 
occasion of cultivation of plantation art crops, the prevention-of-the-breeding-and-extermination 
effect is insufficient, or the noxious insect and fungus of medicine resistance appear, use of the 
medicine is restricted, or the toxicity over men-and-beasts fishes is strong, and there is not little 
what is hard to be called harmful living thing prevention-of-the-breeding-and-extermination agent 
v^hich should not necessarily be satisfied. 

a former and oxime ether system harmful living thing 

prevention-of-the-breeding-and-extermination agent ~ various proposals ~ it is — for example 

Japanese Patent Publication No. 47-No. 1 7994, 

Japanese Patent Publication No. 5 1-No. 26483, 

Provisional Publication No. 54-No. 141740, 

Provisional Publication No. 59-No. 193862, 

United States Patent No. 4079149 

And there is Provisional Publication No. 61 -No. (United States Patent No. 4647698) 72733 etc. 

Although Provisional Publication No. 61 -No. 72733 has the extensive proposal shown by the 
following formula among these, the noxious insect control effect is not shown concretely. 



When an activity comparison examination is carried out about the illustrated typical compound 
(compound No.2) to various noxious insects (lotus mandarin orange HAD ANT, 
HIMETOBIUNKA, MONYOTOU and KONAGA) for being concretely desirable (this example 
of specification examination 5 reference), the region which should still be enough satisfied from a 
viewpoint of activity is not arrived at. 



z 
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(Object of the Invention) ' 

These inventors conquer the fault which the conventional medicine has in the basis of such a 
situation, and are to find out the medicine which can be safely used to the men and beasts which 
show the effect stabilized also on outdoor conditions. 



As a result of inquiring by compounding many compounds with careful attention to the 
above-mentioned fault, these inventors find out that the 

prevention-of-the-breeding-and-extermination effect in which the compound group shown by the 
above-mentioned general formula (I) was excellent to various harmful living things is shown, 
complete this invention, and came to offer the harmful living thing 
prevention-of-the-breeding-and-extermination agent new here. 

The compound group which becomes this invention is oxime ether shown by the general formula 



Inside of [type, 

A is hydrogen, 

hydroxy, 

methoxy, 

ethoxy, 

Halogen, 

It is hydrogen preferably. 

Chlorine is expressed, 

X is hydrogen, 

methyl. 

Ethyl, 

phenyl, 

p- fluorophenyl, 

It is hydrogen preferably, 

methyl, 

Ethyl is expressed. 
When Y is 2- fluoro ethyl, 
Zis alkyl ofCl-C4, 
haloalkyl ofCl-C4, 
alkenyl ofC2-C4,' 
haloalkenyl ofC2-C4, 
phenyl, 

halo substitution phenyl, 
N and N- dimethylsulfamoyl. 



(Means for solving a subject) 
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N and N- dimethylcarbamoyi, 
It is an iso propyl preferably, 
2- fluoro ethyl, 
allyl, 

2- butenyl, 

3- chloro -2- propenyl. 

It is chosen out of N and N- dimethylsulfamoyl, 
When Z is 2- fluoro ethyl, 

Y is hydrogen, 
alkylofCl-C4, 

haloalkyl of C1-C4 (except for 2- fluoro ethyl), 

alkenylofC2-C4, 

haloalkenylofC2-C4, 

alkoxycarbonylmethyl, 

It is an iso propyl preferably, 

allyl, 

2- butenyl, 

group chosen from 3- chloro -2- propenyl is expressed, 
n is 1 or 2, 

Although 1 is expressed preferably, 

As an especially desirable compound group, 

A is hydrogen, 

X is hydrogen, methyl, and ethyl, 

Y and Z are 2- fluoro ethyl simultaneously. 
It is the case where n is 1.] 

These have the feature in Y, Z or that it is 2- fluoro ethyl simultaneously, and group shown in -OZ 
group and the following being directly linked with a benzene ring simultaneously, 

N-o-y 

Although it is new reference non-indicated substance, the effect attains to the harmful living thing 
covering the large range. 

especially - a lotus - the lepidopteran noxious insect represented by MONYOTOU, KONAGA, 

etc., 

Half-wing noxious insects, such as HIMETOBIUNKA and a MOMOAKA plant louse. 

It has the prevention-of-the-breeding-and-extermination effect excellent in HADANI represented 

by NAMIHADANI, mandarin orange HADANI, can ZAWAHADANI, etc. 

By the annual use of a medicine same especially in recent years, an effect finds out that it is highly 
useful practically also for the harmful living thing of the so-called organophosphorus pesticide 
with which the prevention-of-the-breeding-and-extermination effect fell, and synthetic pyrethroid 
agent resistance, and it came to complete this invention. 

Next, the manufacturing process is explained in detail. 
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Although this invention compound shown by the general formula (I) can be manufactured by the 
following methods, it is not limited to this. 



This invention compound shown by the general formula (I) can be obtained by making it react with 
compound Y' under existence of the compound shown by the general formula (11) and a base. 



(AX and Z are the same as the above among a formula.) 
Compound Y 

(Y'ishaloalkylofCl-C4.) 
dihaloalkyl ofCl-C4, 
haloalkenyl ofC2-C4, 
dihaloalkenyl ofC2-C4, 
alkoxycarbonylhalomethyl is expressed. 

Specifically as compound Y', it is, 

lodation methyl, 

Ethyl bromide 

2- bromo propane, 

sec- butylchloride, 

1- bromo -2- fluoro ethane, 

1- bromo -3- chloro -2- methyl propane, 

allyl bromide, 

1- chloro -2- butene, 

4- bromo - 1 - butene, 

1, 3- dichloro propene, 

methoxycarbonylchloromethyl etc. can be raised. 

The quantity of the trial agent with which a reaction is presented is 1-1 .5Eq about 1-1 .5Eq of bases, 
and Y', and should just make these react with the reaction temperature of 10-80DEGC among a 
solvent to lEq of compounds of a general formula (II) for 1-24 hours. 

As a base, 

Sodium methoxide, . 
Sodium ethoxide, 
Sodium carbonate, 
Potassium carbonate, 
Sodium hydroxide. 

Water oxidization potassium etc. can be raised. 



(1) 




A. 



X 
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moreover — as a solvent — for example 

Methanol, 

Ethanol, 

dioxane, 

N and N- dimethylform amide, 

A tetra hydro furan etc. can be raised. 

After a reaction end can perform the usual post-operation, can remove water-soluble discard etc., 
and can refine it by chromatography, distillation, etc. if needed. 

(2) 

When Y and Z are 2- fluoro ethyl simultaneously among the compounds show^n by the general 
formula (I), it can obtain by making 1- bromo -2- fluoro ethane react under existence of the 
compound shown by the general formula (III) and a base. 



(HO)n 



cm) 

OH 



(A and X are the same as the above among a formula.) 

The quantity of the trial agent with which a reaction is presented is 2-4.5Eq of bases, and 2-4. 5Eq 
of 1- bromo -2- fluoro ethane, and should just make these react with the reaction temperature of 
20-lOODEGC among a solvent to lEq of compounds of a general formula (III) for 1-24 hours. 



As a base, 
Sodium methoxide, 
Sodium ethoxide, 
Sodium carbonate, 
Potassium carbonate, 
Sodium hydroxide, 

Water oxidization potassium etc. can be raised. 

As a solvent, 

Methanol, 

Ethanol, 

dioxane, 

N and N- dimethylform amide, 

A tetra hydro furan etc. can be raised. 

After a reaction end can perform the usual post-processing, can remove water-soluble discard etc., 
and can refine it by chromatography, distillation, etc. if needed. 

(3) 
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The oxime compound shown by the above-mentioned general formula (II) which is the middle 
materials compound of this invention can make benzoyl compound and hydroxy lamine salt which 
are shown by the general formula (IV) able to react under existence of a base, and can be obtained. 



CZ.O)n'^ 

(AX and Z are the same as the above among a formula.) 

To l Eq of compounds of a general formula (IV), - of the trial agent with which a reaction is 
presented are l-1.5Eq (or sulfate) of hydroxy lamine chloride salt, and l-1.5Eq of bases, and if 
these are made to react with the reaction temperature of lO-TODEGC in a solvent for 1-48 hours, 
they can obtain an object. 

as a base - for example 

pyridine, 

triethylamine, 

tributylamine etc. can be raised. 

As a solvent, 
Methanol, 

Ethanol, 
dioxane, 

N and N- dimethylform amide, 

A tetra hydro fiiran etc. can be raised. 

After a reaction end can perform the usual post-processing, can refine it by chromatography etc. if 
needed, and can obtain an object. 



Benzoyl compound shown by the above-mentioned general formula (IV) which is the middle 
materials compound of this invention can be obtained by making hydroxybenzoyl shown by the 
general formula (V), dihydroxy benzoyl compound or its metal salt, and compound Z- react. 




0 



(IV) 



(4) 



A 



0 




C -X 



(A and X are the same as the above among a formula.) 



Compound Z 



(Z- is haloalkyl ofCl-C4.) 
dihaloalkyl ofCl-C4, 
haloalkenyl of C2-C4, 
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dihaloalkenyl of C2-C4, 

halophenyl, 

Poly halophenyl, 

N and N- dimethylsulfamoylchloride, 

N and N- dimethylcarbamoylchloride is expressed. 

If an example shows compound .Z-, 

lodation methyl, 

Ethyl bromide 

2- bromo propane,. 

sec- butylchloride, 

1- bromo -2~ fluoro ethane, 

1- bromo -3- chloro -2- methyl propane, 

allyl bromide, 

I- chloro -2- butene, 

4- bromo -1- butene, 

1, 3- dichloro propene, 
Iodine benzene, 

2, 6- difluoro bromo benzene, 

N and N- dimethylsulfamoylchloride, 

N and N- dimethylcarbamoylchloride etc. can be raised. 

l-1.5Eq and 2-3Eq, and a base are l-1.5Eq and 2-3Eq similarly about compound Z', respectively, 
and the quantity of the trial agent with which a reaction is presented should just make these react 
with the reaction temperature of 50-L30DEGC among a solvent for 1-8 hours to hydroxybenzoyl 
shown by the general formula (V) or dihydroxy benzoyl compound, and lEq of those metal salt. 

As a base, 
Sodium carbonate, 
Potassium carbonate. 
Sodium hydroxide, 

Water oxidization potassium etc. can be raised. 

as a solvent - for example 

Methanol, 

Ethanol, 

dioxane, 

N and N- dimethylform amide, 

A tetra hydro furan etc. can be raised. 

After a reaction end can perform the usual post-operation, can remove water-soluble discard, and 
can refine it by chromatography, distillation, a re-crystal, etc. if needed. 

The harmful living thing prevention-of-the-breeding-and-extermination agent of this invention is 
the purpose which can use also with the pure article of an active ingredient compound, and is used 
as agricultural chemicals, and can also be used with forms, such as the form which common 
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agricultural chemicals can take, i.e., a water-dispersible agent, a grain agent, a powder agent, an 
emulsion, a water solvent, and aerosol. 

When aiming at a solid agent as an additive agent and a carrier. 

Soybean powder, 

Vegetable powder, such as flour, 

Diatomite, 

Apatite, 

Gypsum, 

Talc, 

BAIROFI light. 

Mineral fine powder, such as Clay, is used. 

When aiming at the drug design of a liquid, 

Kerosene, 

Mineral oil. 

Oil, 

SolvayTONAFUSA, 

Xylene, 

Cyclo hexane, 

Cyclo hexanone, 

dimethylform amide, 

dimethylsulfoxide. 

Alcohol, 

Acetone, ^ 

Water etc. is used as a solvent. 

In these tablets, if required in order to take a uniform and stable form, a surface-active agent can 
also be added. 

Thus, the water-dispersible agent and emulsion which are obtained are diluted to concentration 
predetermined with water, and a powder agent and a grain agent are used by the method of 
sprinkling for a plant as it is as suspension liquid or an emulsion. 

Moreover, the obtained tablet can also be used, mixing it with other insecticides, a tick-killing 
agent, a nematicidal agent, a dismfectant, a weed killer, a vegetable grov^^h regulation agent, 
manure, a soil improvement agent, etc. 

When using this invention compound as an active ingredient of a harmful living thing 
prevention-of-the-breeding-and-extermination agent, the amount of use is usually lOg per 10a. to 
lOOOg, and the concentration for use is 10-1000 ppm. 

It is 50g per 10a. to 500g preferably, and the concentration for use is 50-500 ppm. 
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Each of these amount of use and concentration for use changes with the kind of tablet, the tune for 
use, the place for use, the method for use, the kind of noxious insect, damage grades, etc., and is 
not limited to the above-mentioned range. 

(Case of the operation) 

Although the example of manufacture, the example of a tablet, and the example of an examination 
are raised to below and this invention is explained still in detail, of course, this invention is not 
limited to these examples. 

First, the example of manufacture of this invention compound is shown. 

The example 1 of manufacture 

(Manufacture of this invention compound (12)) 

p-allyl oxyacetophenoneoxime 2g (0.0105 mols) was dissolved in ethanol 10ml, sodium ethoxide 
0.72g (0.0105 mols) and 1- bromo -2- fluoro ethane L33g (0.0105 mols) were added to this, and 
mixed churning was carried out at room temperature (10-15DEGC) one whole day and night. 

50m! of ethyl acetate was added to reaction liquid, 25ml of water washed twice, and the organic 
layer was dried with anhydrous sulfuric acid sodium. 

The solvent was distil(ed) under decompression after dryness, the residual substance was applied 
to thin layer chromatography (; hereafter shovm by T.L.C. No[ by Merck Co. ]. 5717), it developed 
with the toluene solvent, an unreacted thing and impurities were removed, and 0.53g of mixtures 
of the stereoisomerism object of a compound (12) was obtained. 

21.7% of yield. 

In addition, a stereoisomerism object mixture may give one spot by T.L.C, and may divide it into 
two spot. 

the physical properties, Rf value in T.L.C, and 1 H-NHR (PHX-60Si type, JEOL Co., Ltd. make) 
analysis value of these compounds - the ~ the [ I-l table - ] ~ it was shown in II-2 table. 

The viscous liquid shown in the physical-properties column is the quality in the room temperature 
immediately after composition among front. 

moreover, Rf value by T.L.C - the Merck Co. make - it asked with deployment solvent toluene 
with the silica gel plate of No.5729. 

T. That in which Rf value in L.C has two spot described two in the parenthesis, and showed them 
by average value (* mark). 

In addition, what calculated Rf value by deployment solvent toluene / acetone =9 / 1 (VfV) 
attached and showed **. 
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The example 2 of manufacture 

(Middle materials p-allyl oxyacetophenoneoxime composition of this invention compound (12)) 

p-ailyl oxyacetophenone 3.52g (0.02 mols) - ethanol 25ml - dissolving ~ chloride 

hydroxy laminel. 43 g (0,021 mols) and triethylamine 2.02 (0.02 mols) - in addition, overnight 

mixture churning was carried out at room temperature. 

After having added 100ml of ethyl acetate to reaction liquid, and 50ml of water having washed 
twice and drying an organic layer with anhydrous sulfuric acid sodium, the solvent was distil(ed) 
under decompression and the syrup-like residual substance was obtained. 

The syrup-like residual substance was crystallized after that. 

Weight of 3.81g, 99.7% of yield. 

This compound was used m the example 1 of manufacture. 
The example 3 of manufacture 

(Composition of materials p-allyl oxyacetophenone of this invention compound his statement) 

N/2 water oxidization potassium (ethanol solution) 73.6ml was added to p- hydroxyacetophenone 
58 (0.0368 mols), and the solvent was distil(ed) under 40 or less DEGCs and decompression. 

a residual substance - dimethylform amide 20ml, 5.08g (0.0368 mols) of potassium carbonate, 
and allyl bromide 4.45g (0.0368 mols) ~ in addition, 60-70DEGC was made to carry out a heating 
reaction in oil bath 

100ml of ethyl acetate was added to reaction liquid 2 hours after, 50ml of water washed twice, 
anhydrous sodium sulfate was added to the organic layer, drying dryness was carried out, and the 
solvent was distil(ed) under decompression. 

It crystallized after a while after solvent distil. 

Weight of 5.9g, 91.0% of yield. 

This compound was used in the example 2 of manufacture. 

The example 4 of manufacture 

(Manufacture of this invention compound (22)) 

N/2 water oxidization potassium (ethanol solution) 300ml was added to p- hydroxy 
propiophenoneoxime 12.48 (0.075 mols), and the solvent was distil(ed) under 40 or less DEGCs 
and decompression. 



FAST-TRANS© Translation, GLTaC, Inc. 
Page 12 of 26 



JP1990279662(A)_MT_ENG 



dimethylform amide 25ml was added to the residual substance, 10.4g [ of potassium carbonate ] 
(0.075 mols) and 1- bromo -2- fluoro ethane 19.1g (0.15 mols) was added after the dissolution, and 
60-70DEGC was made to carry out a heating reaction in oil bath immediately. 

■ After making it react for 2 hours, 300ml of ethyl acetate was added to reaction liquid, 150ml of 
water washed 3 times, anhydrous sulfuric acid sodium was added to the organic layer, and drying 
dryness was carried out. 

After dryness, under decompression, the solvent was distil(ed) and the rough reaction thing was 
obtained. 

Column chromatography filled up with silica gel refined this and this 9.4g invention compound 
(22) was obtained. 

48.7% of yield. 

The example 5 of manufacture 

(Composition of materials p- hydroxypropiophenoneoxime of this invention compound (22)) 

After adding ethanol 75ml to p- hydroxypropiophenone 22.53g (0.15 mols), dissolving and adding 
chloride hydroxylaminel0.43g (0.15 mols) and triethylamme 15.18g (0.15 mols), it was made to 
react by 60in oil bath -70DEGC for 2 hours. 

200ml of ethyl acetate was added after the reaction end, IQOml of water washed twice, and after 
drying an organic layer with anhydrous sodium sulfate, when the solvent was distil(ed) under 
decompression, the 24.06g object was obtained. 

97.1% of yield. 

This compound was used in the example 4 of manufacture. 
The Ust tables 
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131 J: 


0.40 


l.ll^t^^nKJ.72(q.2B). 3.8S^4.24(«.6B). 4.S2--5.21(B.2fl). 6.S8(d.2 


(23) 


•c,b. 


•CBiCBiF 


•CBiCB-CBi 




0.54 


lili!h5:'iiiMi:2iirs-:^6i!lriSn:i«iJ^-:l»li'5i?^J«S 


(24) 


-CB. 


-CHiCBiP 


-ci,cfi-CHcn, 


n ±, 


0.58 




(25) 


-C.B» 


-CB.CBiF 


-CfliCB-CBCI 




0.55 
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(26) 


-C.B. 




C8i 

-SOiN < 

CI, 


m » 


0.50 




(27) 


-® 




•CBflCBiF 


n ± 


0.73 




(28) 




•CBtCB.P 




m ± 


0.74 


i:?«:«:l?fejll|- ""--"'^ 


(29) 


-H 


•CH|CS*Cllt 


•CR.CBtP 


^ ± 


0.42 




(30) 


-CB, 


.8 


•CRtCBaP 


m ± 


0.07 


2.M(i,3l), 3.30~4.SB(.,2I), 4.24~5.25<..2I), 6.91(d.2B), 7.63M.2 
H), 9.S0— l0.17(bro.d.llll 


(31) 


•ca, 


•CR.CS.CI. 


-CHtCB.P 




0.44 


2.18(.,JI>, ].T8~4.49(.,2B>. 4.6TM,2B). «,1B~S.19U,2SI, 4.36~S. 
52(.,2B). 5.62~6.4S<.,lil). i.WM.2e). ).Sild.2n 


(32) 




-CBcCOOCH, 




H J: 


0.33 


l5!'i!iia:iM'j!sia:23i"~* «"-"'^ 4.2o~5.25(..2w. uim 


(33) 


-C.flt 


•CBiCBiCt 


-CRiCB«ii 


n .± 


0.55 




(34) 


•C.H, 


-1-C,B, 


-CB.CH.P 


H i: 


0.46 


i)!'{!iilij.{in.'?irj.i4^r2§i!'N"(i:2ii"'""'-'-"~*-^"-^ 


(35) 


-C.B. 


•CHtCB-CflCRt 


-CRiCB.P 


H ± 


0.53 


ii!'{!5?ij.J6UJIii?':»jJ5l2|?sl"(i:2i)!''rfcS!a?;').lir2Si''"-* 


(36) 


-C«ili 


•CHiCB-CHCt 


-CRiCa.P 


1^ J: 


0.60. 





<37) 


-® 


•1 


•CHtCB.P 


m 


0.09 


i:ri:lll::iSj: J:ri:HiS;2;i:.H, 


(38) 


-® 


-CItCfl-CI, 


-CBiCB.P 


n J: 


0.S2 




(39) 


-<2> 


•ca.cR-ci(»t 


•CB.CBtP 


n ± 


0.86 


IJiaai: l:!W:iffei8- •'■»<*-">^ 4.2o~s.i9(.,2tt, s.46~ 


(40) 


-® 


'Ca«CB-caci 


-CS.CB|P 




0.84 


fe-riSu'SiP'*^ 4.60(f,2IO. 4.20~5.20(..2». S.01~6.22<..2». 6. 


(41) 




■ B 


•ClaCBiP 


n ± 


O.09 




(42) 




-ciica-CBt 


>€liCliP 


n ± 


0.83 




(43) 




•CI.CB-CBCI 


•CBtCHiP 


n J: 


0.85 


3.8S~4.S2(i;,2». 4.6IM.2H. 4.22~5.20(..2». S.04~6.22(..2»> 6. 

7*'*r7.5o (■• 8B) 



The I-2nd tables 



B-l, A--H 



4^1 


X 


y 


z 






'n-m 7^-<9 h/uf-^ (J, c D c I , ) 


(44) 


-B 


-CfltCHaP 




m 


0.51 


i:5i2s?fti.liSri:??i"i!8i.?j»ri:?S&:fS!' 


(45) 


*B 


•CfliCliP 


•cH.ca.p 


R J: 


0.47 


2- S3^i • 7J 2H) . 4 . 10-5 . 26 (■ . 6H) . 
6,75-7.35(«,4H)x 8.03(i,lR) 


(46) 


• B 


•CR.Cfl.P 


-CRiCa«C8i 


H ± 


0.50 


4.05~4.8O(a.2R)^ 4.46'-4.75(«.2B), 4.45^5. 12(«.2H). 5. 15~5.64(.. ] 
H>. 6-BO-7.S5(«.4B). B.JOd.lHj 


<47) 


-CRi 


-CBtCBiP 


•l-C.Bt 


n i 


0.38 




(48) 


-CRi 


.CH.CH.P 


-C8.€a.P 




0.36 




(49) 


-C8i 


-CRtCB.P 


•ca,cfl-cH« 


n ± 


0.47 




(50) 


•CRt 


•CRiCHiP 


ex. 

'CN< 




0.16 


l:Mi.?i8}.<-i?ii-l:i?r.f4l?'"'"'' 


(51) 


-CHi 


•CHiCBiP 


-CHiCBiP 




0.44 


i:iSiis'§J^.?iil!,"fe^?^-?:ilr.!4S?*-"'- 


(52) 


-c.n. 


>CBica.p 


•Ca,CB-CBi 


n ± 


0. 55 


l.I3(t.3H)> ?476(a.2B), 4. 05^4. 80(«. 2H). 4.62(d,2H). 4.46~5.3a(». 2 
H), 5.10-5.65(».2H). S.Ti-6.50(-.lH). 6.65-7. 60(», 4H) 


(S3) 


-C.B, 


-CHiCSiP 


■C8,CR-CaCt 




0.57 


1.12(t.3R). ?.76(3,2B). 3.90-4.8S(«.2H), 4.52(d.2fi), 4,50-5. 19(., 2 
8), 5.83-fi.40(«,2l). 6.60-7.50(«.4H) 


(50 


•C,H» 


.ea«CHiP 


•CH.CH-CflCB. 


1^ i; 


0.60 


1.12(l,3B)> l.73(d,2H)> 2.77(<i.2a). 4,05'-4.90U. 2H>. 4.40-4. S3(.. 2 
H). 4.^6-^20(>.2BK S.70-sJ0(a.2H)x 6.75-7. 40(i.4B) 


(SS) 


•H 




-CR.CBiP 


m ± 


O.ll 


3.38-4.75 (a. 28). 4.S0-S. 18(-. 28)^ 6.70-7.4S(a,4B), B.OKs.lB). 8. 
75-9.n(brMd«lB) 


(56) 


-8 


•CBiCH-CBi 


>C8,catP 


m ± 


0.66 


li2d5iSj5Hj!'8j»2«4^™S^iif"'^ S..0~5.60(..2.>. 5. 
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(57) 


-H 


•COiCH-CRCSs 


•CBsCBiP 




0.64 


1.74{d.3ll)s 3.83-4.75(«.2H). 4.2S-4,S5(«,2H). 4. 17~5. I8(b,2H) . 5. 
57-5. k6(«, 210. 5,65-7. 40(.. 4(1). 7.9^(».IB) 


(33) 


•H 


-CB,CR-CBC] 


•CfliCRfF 


m ± 


C.G9 


3.89-4.54(«.2H). 4.63(a,2H). 4.25-5.23(». 2B) . 6. 09-6. 35 (■.2B). 6. 
70-7.5O<..4K). 8.02(1, Ifl) 


(59) 


>CHi 


■ H 


•CH.CHiF 


n ± 


0.09 


2.14(J.3B)^ 3.82-4.5S(«.2fl). 4.20-5. 19(«, 2H) , 
6.'l4-).32^.4B) 


(60) 


-CH, 


-CH.CB-CB. 


-CB«CH«P 


n ± 


0.38 


2,18(J,3H). 3.80-4. 50(».2B). 4.29-5. 17(«.2B). 4,63(d.2il)s 5.05-5. 
52(«.2B). 5.6&-6.49(«.1HK 6.?0-7.36(«.4H) 


(61) 


-CKs 


-CHiCH-CBCKa 


-CB«Cflir 


m ± 


0.52 


I.72(<t,3H). 2.ia<j.lH), 3. 74-4. 82 (•.2B), 4. 55-4. 80 (•.211), 4.23-5. 
18(i,2H). 5.61-6.0O(«.2H). 6.74-7.60(«.4B) 


(62) 


-CHi 


•CHiCB-CBCI 


-Cfl.CHiP 




0.40 


2.19(i,3H). 3. 86-4. 55 (•.28), 4.20-5.24(«,2BJ. 4. 55-4. 78 (•.2H). 6. 
02-6.37(i,2H)s 6,7O-7.60(«.4n) 


(83) 


•C,H» 


•H 


.CB,CH,P 


m ± 


0.08 


I.II(l.3H). 2.74(q,2ll). 3.86-4.S7(.,2H). 4.i7-5.19(».2H). 5.B0-7. 
S8(b.4B)v 8.80-9.21 (broad, I H) 


(64) 


•C.Kt 


•CHiCH>€Bf 


'CH«CH,P 




0.52 


I.I2CI.3H), 2.75<5.2fi). 3.82-4.60<i.2B). 4.15-5. 22 2H). 4.C8(d.2 
fl}^ S.50-i.S2(B.2H). $.65-6. 45 (a, IB). g.74-7.60(s,4H> 


(65) 


-CH, 


.CH.CB-CBCH, 


-CH,CH«F 




0.53 


J. 10(1,311). 1.72(4.3B). 2.73(g.2B). 3.88-4.5l(».2H). 4.62(d.2ll). 4. 
20-5.5o(i.2H). 5.62-S.10(«.2H). fi.74-7.60(-. 4n) 


(66) 


-CiH« 


•CHiCB-CBCl 


-CB.CH.P 


m ± 


0.61 


I.ll(t.3B>. 2.7l(3.2fl). 3.88-4. 55(«,2H). 4.62(d,2H). 4. 19-5.2S(-.2 
H). i.67-^.3&(«.2B)) V 6.55-7.4S(>.4K) 



The I-3rd tables 



m 


X 


Y 


z 


ft tt 




'B-BHB y.^^hJ^r-^ (6. CDCI,) 


(67) 


-R 


CHtCHiF 


-i-c.a. 




0.70 


1,31(4.611). 3,99-4. 38(q. IB). 4.07-4.77(«,2H), 
4.40-5. n(»,2H)* 6.69-7.gi(«,4H), 8.54(j.1II) 


(68) 


•B 


•CHiCBfP 


-CHtCB.P 




0.62 


3.80-5. 15(it8H), 6.65-7.83(a.4R). 
8.49(s.lK) 


(69) 




•CB,CH,? 


•CH.CB-CHt 


m ± 


0.71 


4.00-4.75(B.2H). 4.40-4.80(«.2H). 4.40-5.25(..2H). 4. 92-5.60(-.2 
il). S.70-6.40(>.IH). S.70-8.00(*.2B}. 6.68-7. 9S<>.4H} . 8.50(a.lHJ 


(70) 


-H 


-CBiCB.F - 


-CH,C8-CBC1 


(51 J: 


0.72 


4.00-4.88(-,2H). 4.47(d.2HK 4.53-5. n(«.2H>. 5.80-6.26U.2HJ . 
6.68-7. 95?«,4Hj, 2.50ii. IB) 


(7J) 


•R 


•CB.Cn.F 


.CHtCa-cacis 




0.71 


1.68(d.3B). 4.0Q-4.80(>.2H). 4.44(d,2H). 4.3)-5.20(b.2B). 
5.S5-5.90(«,2B). 8.70-7.96l«,4H), 8.S9(i.lM) 


(72) 


-CH, 


-CBtCBif 


-CR.CH.F 


m h 


0.45 


(»^3BJ^^3.|J-4. 70 6B) . 4. 91 -5. 16<«. 2B) , 


(73) 


-C.B, 


•Cff.CH.P 


•CBiCB.F 


R J: 


0.40 




(74) 




-a 


•CBiCBiP 


H Jt 


O.II 


3,70-4. S3(«.2a). 4.16-5.19(«,2B). 
6.80-7. 76 (•,4hK 8.50-8. 91< broad. IB) 


(75) 


-H 


•i-C.Bt 


•CBiCfliF 


m J: 


0.69 


l.80(d,6H). 3.83-4. S2(«,2DK 4.22-4. 68 (■.IB). 4.22-5.21 (■.211). 
6.70-).9S(>.4H}. 8.43(s.lH) 


(78) 


-H 


•CH.CB.Cl 


•CHiCBiF 


R ± 


0.72 


3,60-4.52(«.6H). 4.20-5. 22(«.2R). S.7t-7.91(a.4B), 6.52(».1M) 


(77) 


-fl 


•CfliCR-CHi 


-CBtCBtF 


m ± 


0.58 


3.80-4.5Ui,2H}. 4.65(d.2H), 4. 19-5. 22(«. 2H). 5. 18-S.55(«.2II), 
5. 70-6. 4^(1. IH). 6.70-ft.00U.4H). d,53(s.lB> 


(78) 


-H 


•CBiCR.CBCl 


-CBiCBiP 


3 ± 


0.65 


^fS'^fSil'illi' SJclx'lSI' 4. 30-5.25 (-.28), S. 90-6.34 <*.2H) 


<79) 


-H 


•CHiCB-CaCBi 


-CRtCBiF 


m ± 


0.59 


I.73{d.3H). 3. 85-4. 50 (•.2H). 4.20-4.a5(«.2BK 4.20-S.22(«.2ll». 
S.60-5.96U.2B}. S.73-8.00^>.4a), 8.58(s.lB) 
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(BO) 


-CH, 


-H 


-CHtCS.P 




0. 13 


2.19(3.3H). 3.86-4.53(«,2fl). 4. 23-5. 18(». 2H). 
6.72-^45(..4H). 9.03'-9.l5(bro«i.lH) 


(81) 


-CB, 


•i-C.llt 




a ±. 


0.44 


l-2S<dt6BK 2.20(s.3H}, 3.8S-4.48(i.2H). 4. l5~4.6S(i. IB). 
4.20-S.15N.iBK $.72'«7.48(«.4I} ! 


<82) 


-CB. 


-CH.CI.Cl 


•CBtCSiF 




0,52 


|.;jl(sy3B)^^3.60-4.53(«.6H), 4.15-5.20t«,2H). 


(83) 


-C>, 


•CRiCH-Cflt 


•CfltCBiF 


m ± 


0.48 




(84) 


-CH. 


-CR.CH-CBCl 


•CBica.p 


1^ ± 


0.53 




(85) 


•CH, 


-CH.CS-CHCB, 




H h 


0.49 




(86) 


•CH, 


■ K 


•CBiCHtf 


n ± 


0.13 




(87) 




-CHiCHiCl 


-CHsCR.P 




0.37 


i'8i-*^54^^4H?'''^"^' 4,l3-S.iS(«.2ll>. 


(88) 


-C,8. 


-CKiCH-CBi 


-CHiCBtP 


3 ± 


0.36 


1.09{t.3H), 2.90(3. 2H). 3.85— 4.55 (•,2H). I.15~5.24<». 2H) . 4.44(d.2 
H). 4.95-5.50(».2H), 5.75-6. 42(-. IH). 5. H5-7. 83(«, 4H) 


(89) 


•CiH, 


-CHiClf-CKCI 


-CH.CH.P 


m ± 


0.51 


l.02(t.3H). 2.70(q,2H). 3. 83-4.54 2H) . 4. 16-5. 17 2H> . 4.S0 
(d.2H)) , 6.03-6. 29(1, 2a). 6.72-7. 48(«.4H) 


(90) 


-CfHi 


•CBiCB-CHCH, 


.CHiCB.P 


^ ± 


0. 45 


l.03(t.3HK l.74(d.3H). 2.7§(«.2a)s 3.83-4.50{-.2H) . 4.l4-5.2fl(», 
2K} . 4.35^4.82U.2H). 5.S$-&.30^.2B). 6.65-1. 50(». 4U) \ 



The Mth tables 



.,^J><ZJ ^ N.OCH,CH,r 

n- I, Y--CH, CH, F '° HRfliSUE b fl/i ://r-fe h ^ - 9 / I 





A 


X 


-02 


ft It 




'R-RH8 l<'<P^n^^'-9 (tf. CDCl,) 


(91) 


2-OH 


-® 


4-0CH,CH,P 


r% 


0.23 




(92) 


3-OCR, 


■H 


4-0CHiCH«F 




0.39 


3.B2(i.3H). 3.65-4.20(i.4H). 4. 05-5. 2Hi. 4B) , 
6.65-7.27(«.3H). 7.98(t,lli) 


(93) 


3-OCR, 


•Cfl, 


4-OCR.CRtF 




0.33 


HJ-t^32^^^H)""*'^*^^'*'^"^' 4.35-5,22(-.4ll). 


(94) 


3-0CB> 


•B 


2-OCB.CHiP 




0.26 


3.80(3,3111. 3.85-4.70(«,4ll). 4.38-5.13(1.40). 
6.72--7.49(>.3H)v 8.52(j.1H) 


(95) 


4-OCK, 


• R 


3-0Ca>CR.F 




0.27 


3.84{i,3«). 3.74-4. 56(»,4HK 4.27-5.2S(..4H). 
6.75--7.4l(».3H). 7.99(s.Ih5 


(96) 


4-OC8> 


-1 


2-OCBiCBiP 




0.26 


3.8l(a.3B). 3.67-4.48(«.4H). 4.33-5. 24 (■. 4H) . 
6.69-7, 39(».3R). 8.03(3.18) 


(97) 


3-0C,B, 


• H 


CHi 

4-OCH^ < 
•*> Cfli 


S 1 


0.72 


1.31 (d.6H). 1.42(l.3B). L.78-2.22(a, IH) , 4.04(q.2H). 

3.95-4. 15(«,2B), 4. 41-5.09 (•.28), 6.60-7.20 (.,310. 7.92(a.lH) 


(98) 


3-OCH, 


.B 


4-0Cf,CB*CHi 


n 


0.79 


3.Bl(».3fl). 3.99-4,65(-,2fl). 4.52(d.2H). 4.45-5. J0(«.2fl) . 
5.fl5-5.55(»,2R). 5. 70-6. 40 (■. IB). 6.88-7.24 (.Jb), B.OOls.llI) 


(99) 


3-OCH, 


•CRi 


4'0CH,CH.CRi 




0.42 




(100) 


3-0CBi 


•fl 


4-OCH.CR'CHCHi 


H ± 


0.73 •• 


1.70(d.3H)> 3.8Uj.3fl). 3. 97 -4. 70 (•.2H), 4.40-5. 13(-. 211) , 
4.50-4.7l(i.2H). 5. 60-5. 90 (..28). 6.63-7.21 (■.3H). 8.00^3. IH) 



(101) 


3-OCHi 


-CB, 


4-0Clf.CR-CRCH> 


1 S 


0.76" 


l.71(d.3fl). 2.23(f.3fl). 3.89(t.3H). 4.03-4.65(-,2H). 4.4l-5.20(». 
2ii>\ 4.50-4. 85(-.2H), 5.65-6.00^.. 28) > 6.70-).40^.3H) 


(L02) 


4-OCH. 


•H 


2-0CB«CU-CR> 




0.43 


3.79(s,3B). 3.66-4. 46(..2fl). 4.5p(d.2flK 4.25-5.2l(..2B). 
5.67-fe.36^, IB). S.83-7.23U.3H). fi.i2(B.lB) 


(103) 


3-Cl 


-fl 


4-0CR,C8-CHCl 


n ± 


O.Sl 


<.05-4.73(».2H>. 4.5B(d.lH). 4.83(d.lH). 4.50— S.17(«.2B). 
6,04-6.42i..2H>. 6.72-^.70^«.3H). 7.99(*.1H) 


(104) 


3-OCBi 


-B 


4-OCBiCB-CRCl 




o.ar* 


3,ai(t.3B), 3.96-4,55(«.2H). 4.50(d.lH), 4.76(d.lH). 4.40-S.U(b.2 
ID. J.60-fi.2t(-,2Bk 6,i0-f.21(«.3n). l98(3,IH) 


(105) 


3-OCRi 


-CHs 


4-oca.ca-cHCi 




0.83" 


2.21 (3.3X). 3.83(3.3H). 4.0O-4.69(».2HK 4.5Hd.lB). 4.79(d.lH) 
4.42-5,13^«.2H). i.82-6.31(-.2H). 6.83-7.32C«,3H) 


(108) 


4-OCB. 


-B 


2>0CR,Cll*CHCt 




0.S2 


3.82(»,3H), 3.76-4. 4l(..2B). it52(d.lB). 4.81 (d.lH). 4.45-5.21(-.2 
a). 5.ia-$.2§(«.2a>, 6.57-7.29(«,3H), fl.09(s,lH) 


(107) 


3-CJ 


-H 


4-OCH1C8.P 




0.40 


3.90-4.73(i.4B). 4.2S-5.2l(«.4B). 6.73-7.68(..3H). 
7,97 (a. IH) 


(108) 


3-CI 


•R 


4-OCBtCH-CH, 




0.54 


iiifrS:Mh.^ri:Mi.?5r?:?Sl::fSi- 



The I-5th tables • 
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n-l. Z--CH. CH. P PCH.CH,0 M-O-Y ♦•HBlBBt v/r * h y- 9 / 1 



« 1? 


A 


X 


Y 


^51. 




R f H 


'H-NHB 7,^^ hfi'-r — ^ ( <5 . CDC 1 i ) 


(109) 


3'CI 


• H 


Cfl, 

•CH < 

CH, 






0.67 


4. 15— 5.23(«,2H)^ 6.73— 7.70(«,3HK 7.90(s,lH) 


(IIO) 


3-OCH, 


-8 . 


-Ca.CH-CKCl 


Aa 




0.82 


3.Bl(«,3H). 3.60-4.50(».2n). 4.55(d.lK). 4.80(d.III). 4.20-5. 19(«. 
2H) , 6.03— 6.24 (B.2fl)* 6.60— 7.21 (•,3H). 7.92(s,]H)- 


(til) 


3-OC8, 


-H 


-CB.CB-CRCH, 


412 


± 


0.82 


1.72{d.3HK 3.89(i.3H), 3.70-4. S3(-. 2H) . 4.40-4.80U,2H). 

4. 1:1— a. 19(a. ZBIn 5.50— 5.82 (a, ZH}^ 6. 60— 7 . 28 (■. 3HK 7.9j(aiin} 


(112) 


3-OCH3 




-B 


4tt 


H ± 


0.15 " 


3.83r3.3H) 3.82-4.S3(-.2HK 4.24-5.26(-. 2H). 
6.13^7.31 (■.311). 7.98(3.1BK 8.83'^8.87(brosd. ]H). 


(113) 


3-OCH, 


-CH, 


-B 


4a 




0.16 


iJl^t^sha^^H?^^'^^^"'^''' ^'^'^''^"'^ 4.]6~5.IB(B.ZH)« 


(lU) 


3:QC(f> 


-H 


CO. 

• C8 < 

CHi 




jb 


0.83 


1.29(d.6B}. I.a0--2.05(>.ia). 3.99(a.3B). 3.B5-4.60(«.2H}, 
4.24'^5.30U.2H). 6.a5-^>.44^.3BK i.SSU.iB) 


(lis) 


3-OCH, 


-« 


•sac C^H* 






0.86 " 


0.93(lJB}, 1.27 (4. 3H>. l.S0^l.60(«. IH). l.S5-^l.9g(a.2H). 3. 91 (a. 3 
H). 3.86-4.61 (■.2fl). 4.30-S.27(*.2H). g.83-7.34(>.3H)^ ).98(iE.lH) 


(116) 


4-CCH, 


-H 


-H 


3i£ 




O.07 


3.M<s,3BK 3. 81 -4. 46 (..ZH), 4.20-5.24(«.2B), 6.84-7. 3S(.. 3H) . 
7.93(9. IhL 8.74^8. 89 (broad. IB) 


(117) 


3-OCH, 


-CR> 


CH. 

-CB < 

CH. 


4(2 


i 1 


0.85 " 


1.30(d,6H). l.75-1.86(«,lH)i 2.19(i.3H). 3.90(a.3H). 3.85-4. 60(». 2 
H). 4.h-S.25(-.2H). 6.)5-^34{..3H) 


(118) 


3-0C8i 


-CH. 


-ft«c C«B« 


4^ 


m 


0.93 





(119) 


3-OCB, 


-CR« 


-CB,CH,CH-CH, 


4^fi 




0.87 


(•.3H) 


(120) 


4-OCB. 


-8 


CH. 

-CB < 

08. 


Z\tL 


3 J: 


0.34 


1.30(d.6H). l.83-2.01(a.lH), 3.88(5. 3H). 3.81-4. 59(a,2H)^ 
4.29-5.25(a.2H). 6.67-7. 40(a.3H), 8.51(3. IB) 


(121) 


4-OC8a 


1 


-CliCB.Cl 


3(2 




0.37 


3.9Q(s,3K). 3.7a-4.56(B.6K). 4.17'^5.23(a.2B). 
6.65-7.41(a.3H), 8.49(t.lH) 


(122) 


4-OCB, 


•H 


-CBfCB,Cl 


2(2 


n ± 


0.37 


2:Mk.?5!!lrJ:l!5::f!!r 


(123) 


3-OCB. 


-CHi 


-CBiCB-CHCH, 


4(2 


9 1 


0.86 " 


1.73(d,3H). 2.20(3,3H). 3.84<3.3H). 3.84-4.52(.. 2H). 4.24-5.23(.. 
2H) X 4.52-4.85(8. 2HK 5.53-i. 90(i. 2fl) , 6. 72-7.50(«. 3H) 


(124) 


4-OCH, 


-H • 


-CBiCB-CB, 


3(2 


m 


0.38 


i3?i!!i?!'i.?jI2rfeS.'ri.??Ui2j?iS!>:3{5?«',":ni!.'li?"'-"'~^- 


(125) 


3-OCII, 


•CH, 


-CB,CB-CBC1 


4(2 




0.86 


2.l8(a.3B)j 3,65-4.55(a.2H)> 3.85(i.38). 4.20-5. 21 (■,211), 4.52Cd.l 
D). 4,&6-5.20(a.lH), 6.09-6.31 (a. 2H)> 6- 70-7. 52 (a. 311) 


(126) 


3-OCI, 


-R 


■C8,CB,C8.CH, 


2(2 




0.45 


2.45(q.2B). 3.82(i,3H), 3.88-4.62(a,2H) . 4. 16-5. 10(a.2H) . 4.41-4. 
63(«.Th). S.lO-S.52(a,2a)> 5.S7-6.23(a. 2H). 6.a7-7.60<a. 3B) . 8.50 
(a. IH) 


(127) 


4-OCH, 


-H 


-CH,CH«CHCI 


3(2 


^ i: 


0.47 


3.89(i.3H)» 3.66-4.51 (a. 2H), 4.53(d.IH>a 5.08-5.47(i.'H), 4.51(d.l 
H)> 4.W<d,m)> 5.76-6.22(a,2H). 6.73-'}.56(a.39), 8.4§{».IH) 


(128) 


3-Cl 


•0 


•CH.CH-CBCI 


4(2 


n 


0.69 


3.89-4. 53(at2B)i 4,25-5. 30(a. 2fl) . 4,61(d.lH). 4.87(d.lH). 6.07-6. 
31(«.2H), 6.fiO-7.72(a.3H). 7.96(j.lH) 


(129) 


3-CI 


-H 


-8 


4(2 


1 1 


0.07 


3.85-4. 47{a.2H). 4. 18-5. 16(a. 2H) , 6. 82-7. 69 (a. 3B), 
S.QKa.lH). §.U-9.43(brotd,lH) 


(130) 


3-CI 


-8 


-<:8,CB-CH, 


4(2 




C.64 


3.90-4, 55(».2HK 4.63(a.2H). 4.25~5.20(a.2fl). 5.0I-5.S0(a,2B) . 
5.70-6.40U.iHK 6.73— 7.70(a.3B). 7.9S(s.IH) 



the n-l table 

n-2. Y--CH, CH, F - JB8A»0E h Juxy/r h > * ^ / \ 





A 


X 


- (0Z)',©(2K 






'H-m 7,-<^hJi^T-9 is. CDC I.) 


(131) 


-II 




2.4-(0CH,CB,P}. 


n 


0.36 


J.80-4.68(..6H), 4.10-5.20(a.6H>. 
6.43-7.57(a.8D) 


(132) 


-H 


-CH. 


3.4-(0CH,Ca«CHi)i 


PI ± 


0.77 


2.19(3.3II>. 3,95-4. 70(a. 28). 4. 45-4. 7Q(a. ZB) , 4. 45-5. lOd. 2H) . 
5.05-5.53^.28). 5.69-6.30^a.l8). 6. 65-7, 25(., 3H) 


(133) 


-H 


•CH, 


2.4-(0C8,CB.Ca.). 




0.79 " 


2.27(ji3H). 3.B0-4.75(a.2H). 4, 40-4.53(-. 2H) , 4. 40-5. ll(a. 2fl) » , 
5,05-3.52U,2H), 5.lS-fe.l2^a.ia), 6. 36-^50 (-.38) 



the ~ II-2 table 
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PCH,CH,0-^yc;*^^ 

A 11 - 2 ) H 

n-2. Z--CK, CH, P . OCHtCH,r 





A 


X 


Y 


m ft. 




'B-Kfl» 7t.H9 hJUi'^fi CDCl,) 


ilZi) 


•B 


-® 


• H 


i s 


0.2B 


2.88-<.65(-.4H), 4.32-5.2U..4a), 6. 55-7. 34 (-.BB) 
8.7S--8.38Cbroad,IH} 


(135) 




-CBi 


•CBtCR.P 




0.73 '• 


6.30-).33{».3H) 


(136) 


• n 


-CB« 


'CaaCB-CUCI 


m ± 


0.79 




(137) 


•H 


•CHi 


•CB.COO • CDs 


P9 i: 


0.30 


5:iil;:i5j: ?:MWi!!r «. 20-5.21 (..«,. 



Next, the example of a tablet is shown. 

in addition, a compound number — the - the [ I-l table - ] — this invention compound number of 
II-2 table shows. 

The example 1 of a tablet 

Emulsion 

20 weight parts, the Tween 20 (product made from Wako Pure Chem side) 20 weight part, and the 
xylene 60 weight part were enough mixed for this invention compound (1) or (29), and the 
emulsion was obtained 20%, 

The example 2 of a tablet 

water-dispersible agent 

25 weight parts, the diatomite 65 weight part, the higher alcohol sulfate ester 5 weight part, and the 
alkylnaphthalene sulfonic acid 5 weight part were mixed uniformly, this invention compound (1) 
or (29) were ground minutely, and 25% of water-dispersible agent was obtained. 

The example 3 of a tablet 

Particle agent 

After having improved 3 weight parts, the talc 45 weight part, the vent night 45 weight part, the 
lignin-sulfonic-acid sodium 5 weight part, and the dodecylbenzenesulfonic acid sodium 2 weight 
part pulverization mixture of this invention compound (1) or (29), adding water and arranging 
matters, granulation dryness was carried out so that it might become 30-300 microns of particle 
diameter, and 3% of particle agent was obtained. 

The following examples of an examination show that the compound by this invention is useful as a 
harmful living thing. prevention-of-the-breeding-and-extermination agent. 

in addition, a mandarin orange red spider and the example of an examination of a diamondback 

moth ~ the average value of 2 repetition — a planthopper and a lotus - the average value of 3 
repetition has shown the example of an examination of MONYOTOU ~ this invention compound 
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in a test compound - the — the [ I-l table - ] - the compound number indicated to II-2 table 
showed. 

The example 1 of an examination 

The effect over a mandarin orange red spider 

A mandarin orange HADANI (Panonycus citri) female imago is inoculated three animals for every 
piece of a leaf on the filter paper of the cup upper part which enabled it to compensate moisture 
with the piece of citrus leaves which does not go away the diameter of 1cm from a bottom, and it 
holds in the high temperature room of 25DEGC. 

24 hours after, under a microscope, the number of laying eggs is investigated and united and 
additional inoculation of the two healthy insects is carried out for every piece of a leaf 

The water diluted solution (250 ppm) of the water-dispersible agent of the test compound adjusted 
according to the example 2 of a tablet is sprinkled by the glass spray, and it holds to 25DEGC. 

Two days after medical fluid processing, life and death were judged under the microscope and it 
asked for the rate of insect killing (%). 

The number of test insect was made into 20 female imagos. 

Moreover, it asked for egg-killing rate (%) to the egg carried out under birth in after [ processing ] 
two days before medical fluid processing after processing on the 10th. 

In addition, the number of test egg was used as 40 or more eggs at the time of processing. 

the result — the ~ it was shown in the III table. 

the — an III table 
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* Tf 












(1) 


100/100 


(23) 


100/100 


(45) 


100/ 71 


(2) 


100/100 


(24) 


100/100 


(46) 


100/100 


(3) 


100/1 DO 


(25) 


100/100 


(47) 


100/ 43 


U) 


100/100 


(26) 


100/100 


(48) 


100/ 65 


(5) 


100/100 


(27) 


100/100 


(49) 


100/ 0 


(6) 


100/ 78 


(28) 


100/100 


(50) 


98/ 33 


(7> 


100/ 67 


(29) 


100/100 


(51) 


100/100 


(8) 


100/ 78 


(30) 


100/ 0 


(52) 


100/ 78 


(9) 


100/100 


(31) 


100/100 


(53) 


100/100 


UO) 


100/100 


(32) 


100/ 38 


(54) 


100/100 


(U) 


100/100 


(33) 


100/ 78 


(55) 


100/ 0 


(12) 


100/100 


(34) 


100/100 


(56) 


100/100 


<ia) 


77/ 0 


(35) 


100/100 


(57) 


100/ 86 


(14) 


100/100 


(36) 


100/100 


(58) 


100/100 


(15) 


100/100 


(37) 


100/ 11 


(59) 


100/100 


(16) 


93/ 0 


(38) 


100/ 67 


(60) 


100/ 86 


(17) 


100/ 78 


(39) 


100/ 0 


(61) 


100/100 


(18) 


100/100 


(40) 


100/ 0 


(62) 


100/100 


(19) 


100/100 


(41) 


100/ 0 


(63) 


100/100 


(20) 


100/100 


(42) 


100/ 0 


(64) 


100/100 


(20 


lOO/lOO 


(43) 


91/ 0 


(65) 


100/100 


(22) 


100/100 


(44) 


100/ 0 


(66) 


lOO/lOO 








« ^ 




» ^ 




(67) 


100/ 25 


(91) 


98/ 25 


(116) 


85/ 0 


m 


99/100 


(92) 


lOO/lOO 


(117) 


100/ 90 


(69) 


100/ 88 


(93) 


lOO/lOO 


(118) 


100/ 90 


(70) 


100/100 


(94) 


lOO/lOO 


(119) 


100/ 90 


(71) 


100/100 


(95) 


100/100 


ilZQ) 


90/ 0 


(72) 


100/100 


(96) 


100/100 


(121) 


99/ 13 


(73) 


100/100 


(97) 


100/ 80 


(122) 


100/ 25 


(74) 


88/ 0 


(98) 


100/100 


(123) 


100/ 70 


(75) 


99/ 78 


(99) 


100/ 4 


(124) 


90/ 0 


a6) 


100/100 


(100) 


100/ 56 


(125) 


100/ 10 


(77) 


100/ 89 


(101) 


100/ 78 


(127) 


88/ 25 


as) 


100/100 


(102) 


100/100 


(128) 


100/100 


(79) 


100/100 


(103) 


100/ 22 


(129) 


89/ 0 


(80) 


88/ 0 


(104) 


100/ 60 


(130) 


100/100 


(81) 


100/ 88 


(105) 


100/ 40 


(131) 


88/ 0 


(82) 


100/100 


(106) 


.100/100 


(132) 


100/ 78 


(83) 


100/ 88 


(107) 


100/ 89 


(133) 


100/100 


(84) 


100/100 


(108) 


100/ 78 


(134) 


100/ 13 


(85) 


100/100 


(109) 


100/ 78 


(135) 


100/ 78 


(8S) 


87/ 78 


(110) 


100/ 50 


(136) 


100/ 0 


(87) 


100/ 88 


(112) 


92/ 10 


(137) 


100/ 0 


(88) 


JOO/ 63 


(113) 


94/ 10 




0/ 0 


(89) 


100/100 


(114) 


100/ 10 




(90) 


100/100 


(115) 


100/100 



The example 2 of an examination 
The effect over HIMETOBIUNKA 

After having diluted the emulsion of the test compound adjusted according to the example 1 of a 
tablet to 50 ppm, immersing rice seedling before and behind 5 leaf terms in this diluted solution' 
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and making a medical fluid absorb, it blow dry(ed) and held in the test tube which put little water 
into the bottom. 

It inoculated the HIMETOBIUNKA (Laodelphax striatellus) imago ten animals at a time in the 
test tube, and held by 25DEGC. 

It asked for the rate of insect killing (%) 48 hours after processing, 
the result ~ the ~ it was shown in IV table. 



the - IV table 





i%) 






(1) 


100 


(24) 


80 


(4) 


80 


.(25) 


90 


(6) 


80 " 


(29) 


100 


(7) 


100 


(31) 


95 


(8) 


100 


(45) 


95 


(9) 


100 


(47) 


95 


(10) 


100 


(48) 


100 


(12) 


90 


(50) 


100 


(13) 


90 


(51) 


100 


(19) 


85 


(65) 


100 


(20) 


100 


(67) 


85 


(21) 


85 


(68) 


100 


(22) 


80 


(72) 


100 
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# ^ 


Si ^ eSi 
<A *^ 




it ^ ^ 

*Jl -r* 

{%) 


(73) 


100 


(87) 


100 


(75) 


75 


(88) 


100 


(76) 


95 


(89) • 


100 


(77) 


85 


(90) 


.100 


(78) 


80 


(92) 


90 


(79) 


95 


(93) 


80 


(80) 


85 


(94) 


85 


(81) 


100 


(97) 


95 


(82) 


100 


(103) 


85 


(83) 


95 


(109) 


95 


(84) 


95 


(US) 


90 


(85) 


100 


(128) 


80 


(86) 


80 




0 



The example 3 of an examination 

a lotus - the effect over MONYOTOU 

The bottom and the upper part of a laboratory dish with a diameter of 9cm are covered w^ith filter 
paper, respectively, and 2ml of 100 ppm diluted solutions of a test compound water-dispersible 
agent shown in the example 2 of a tablet is uniformly dropped at this with a pipette. 

On upside filter paper, artificial bait is attached beforehand. 

if it is neglected for about 1 hour and filter paper dries moderately ~ a bottom — a lotus — it 
inoculated ten MONYOTOU (Spodoptera litura) 1 age larva at a time, and held to 25DEGC. 

The rate of insect killing (%) was investigated 48 hours after processing. 

The result was shown in the Vth table. 

The Vth table . 
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# ^ 


{%) 


# ^ 


i%) 


(1) 


100 


(64) 


100 


(2) 


80 


(65) 


80 


(3) 


100 


(68) 


. 100 


(7) 


100 


(69) 


100 


(8) 


100 


(72) 


95 . 


(9) 


100 


(73) 


90 


(10) 


100 


(75) 


100 


(12) 


93 


(76) 


95 


<20) 


85 


(77). 


100 


(21) 


100 


(78) 


80 


(22) 


95 


(81) 


100 


(29) 


100 


(82) 


100 


(30 


100 


(83) 


80 


(45) 


85 


(109) 


95 


(48) 


95 


(130) 


95 


(51) 


100 




0 



The example 4 of an examination 
The effect over KONAGA 

The Japanese radish which sprout(ed) in the ice cream cup beforehand was prepared, and 3 age 
larva of KONAGA (Plutella xylostella) were moculated into this. 

2ml (250 ppm) of water diluted solutions of the emulsion of the test compound prepared according 
to the example 1 of a tablet using the spraying pipe was sprinkled by the glass spray. 

It investigated after medical fluid processing on the 3rd, and asked for the rate of insect killing (%). 

In addition, the number of test insect was made into ten per the 1st division. 

the result the ~ it was shown in VI table. 

the - VI table 
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lif ^ NV 


|j? 4 

(%) 


11/ ^ fMi 


i y 

{%) 


(1) 


100 


(29) 


100 


(2) 


100 


(30) 


98 


(4) 


97 


(31) 


100 


(5) 


100 


(34) 


100 


(6) 


BO 


(35) 


91 


•<7) 


100 


(36) 


91 


<9) 


100 


(37) 


89 


<10) 


98 


(41) 


97 


(14) 


100 


(45) . 


98 


(IS) 


92 


(46) 


100 


(16) 


98 


(51) 


99 


(18) 


100 


(53) 


92 


(19) 


96 


(54) 


37 


(20) 


100 


(56) 


95 


(21) 


97 


(58) 


96 


(22) 


100 


(59) 


84 


(23) 


100 


(64) 


100 


(24) 


97 


(65) 


97 


(25) 


81 


(66) 


100 


(27) 


97 


(68) 


76 



» ^ 


{%) 


» ^ 


{%) 


(72) 


89 


(103) 


89 


(73) 


95 


(106) 


100 


(76) 


92 


(107) 


100 


(78) 


94 


(108) 


100 


(88) 


97 


(109) 


100 


(89) 


36 


(110) 


92 


(90) 


95 


(114) 


85 


(93) 


96 


(115) 


96 


(96) 


100 


(128) 


97 


(99) 


95 


(129) 


87 


(101) , 


94 


(130) 


100 


(102) 


88 




0 



The example 5 of an examination 

The activity comparison examination to various noxious insects 

the test compound water-dispersible agent which carried out copper according to the example 2 of 
a tablet - HIMETOBIUNKA (50 ppm) and a lotus - it processed to MONYOTOU (100 ppm). 
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KONAGA (250 or 125 ppm), and mandarin orange HADANI (250 ppm), and the rate of insect 
killing and egg-killing rate were investigated. 

the result — the — it was shown in the VII table. 



the -a VII table 



■K 

n 


«^ 






o 


ti{ ■ 


s 


. 


m 
,> 


^. 


Si 


o 
o 


o 


'Xf 

■n 


ftzi ■ 

So 

^« 






o 


•1 

,\ 

•R 
/// 


SIS 

So 

>i}LO 


sf 


o 

\ 

o 
o 


o 

\ 

o 




s 

44 


CM 



(Effect of invention) 

This invention compound has an effect and the especially high egg-killing effect excellent in the 
lepidopteran noxious insect which damages vegetables, a fruit tree, a rice, etc., a half-wing noxious 
insect, and HADANI. 

Representative 
Takeshi Shimizu et al. 
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